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the corresponding 1:1 complexes  [(L)Ag(I)- 
(SO,CF,)}] (2-5) in >80% yields. A related 2:1 
complex [(Ph,P),Ag(I(SO,CF,)] (1) was also ob- 
tained using 2 equivalents of Ph,Ph. Both *'P 
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Novel methods for stereoselective synthesis 
of the chiral racemic Mn(Gly), have been 
elaborated using high and low temperature 
transformations of Mn(Gly), and Mn(OAc),. 
The X-ray crystal structure is temperature-in- 
dependent, and it represents, by thermody- 
namic stability, the second most unstable 
isomer among five alternative structures. For 
the first time, Mn(Gly), is used as a mediator 
for radical cycloadditions of f-dicarbonyl 
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The reactivity of pentachlorophenyl rhod- 
ium(III) complexes containing Rh-—o-Cl sec- 
ondary bonds towards neutral N- or P-donor 
ligands is explored. The crystal structures of 
fac-[Rh(C,Cl,),(py)] and mer-[Rh(C,Cl,),- 
(‘BuNC),, with and without Rh-o-Cl interac- 
tions, are also presented. 
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(6-amino - 3,4 - dihydro - 3 - methyl-5-nitroso-4-oxo- 
pyrimidinyl)-L-methionine as ligand 


The Zn(II) and Cd(II) complexes obtained 
with HL have been studied in solution, 
[ZnL]*, [ZnL], and [Cd(HL),)?*, and in 
solid state, {{M(L),]-xh,O},,. The later con- 
sist of layered structures very similar even 
though they are obtained from different 
mononuclear complexes detected in solution. 


{(M(L)2}-xH20}p 
M(II)= Zn, Cd; x= 2, 3 
R= CH2CH2SCH3 


n 
oO | | X 
© 
con 
(oo) 
4 
Mn(OAc)3 
| 
H20 
CO) 
oC 
Cl 4 N 
Rh 
O 
ci 
(Le 
N 


Contents Vii 


Effendy, Giancarlo Gioia Lobbia, Claudio 
Pettinari, Carlo Santini, Brian W. Skelton, 
Allan H. White 


Inorg. Chim. Acta 308 (2000) 65 
Synthesis, characterization and X-ray structural 


studies of novel dinuclear silver(I) complexes of 
poly(azolyl)borate ligands 


A series of Ag(I) complexes of tris- and 
tetrakis-(pyrazolyl)hydroborates, tetrakis(im- 
idazol-1-yl)borate, and hydrotris(3-methyl-1- 
imidazolyl-2-thione)borate, have been 
synthesized and characterized through ana- 
lytical and spectral measurements. A single 
crystal study shows [Ag(Tm)],-2CHCI, to be 
binuclear, the core of the dimer being a 
four-membered Ag(u-S),Ag ring. 
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Synthesis and photoelectric studies of Ru(II) 
polypyridyl sensitizers 


The photoelectrochemical properties of the 
three dyes adsorbed on the surface of the 


nanocrystalline TiO, electrodes as well as on NCS 
self-assembly monolayers (SAMs) were in- SCN, | aN 
vestigated. 
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2+ 1° oxorhenium mixed-ligand complexes em- 
ploying 8-hydroxy-5-nitroquinoline as _ the 
bidentate N,O donor ligand 


One-pot reaction of [ReOCI,(PPh,),] with the bidentate N,O donor 
ligand 8-hydroxy-5-nitroquinoline (HL) and dianionic tridentate 
ligands H,L" (where H,L' = HOC,H,-2-CH=NC,H,-2-OH; 
H,L? = HOC,H,-2-CH=N-C,H,-2-SH; H,L* = HOC,H,-2-CH= 


NN=C(NHC,H,)-SH; H,L* = 2-CH,OH-C,H,N-6- 
CH,SH; and H,L* = 2-CO,H-C,H,N-6-CO,H) in the 
presence of triethylamine afforded a series of ‘3 +2’ 
complexes [ReO(L")(L)] 2—6 with distorted octahedral 
geometry, featuring the phenolic oxygen trans to the 
Re=O group. In contrast, the potentially tridentate lig- 
and 2,6-pyridinedimethanol (H,L°) acted as a bidentate 
N,O donor ligand to form a ‘2+2+1° oxorhenium 
complex [ReQ(OCH,)HL*°\L)] 7. Furthermore, cleav- 
age of the C=N double bond in the preparation of 3 was 
encountered and a side product [ReO(PPh,)(n’- 
NHC,H,-2-S)(L)] 8 was isolated. When H,L* was em- 
ployed, reduction of HL to 8-hydroxy-5- 
aminoquinoline was realized, and a new ‘2+2+1° 
complex [ReO(OCH,)(n?-O-5-NH,-C,H,N)(L)] 9 along 
with 6 was obtained. 
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Cr(IIl): [V{N(SeP- 
Ph,),},]*CH,CL, and 


The imidodiphosphinoselenido complexes of 
V(IV), VID, and — [VO{N- 
(1), 
CH,Cl, (2), and N 
(3) — have been prepared from the reaction Pph 
of VCI,(THF), (1 and 2) or CrCl, (3) with 


Ph,p Ph, 


K[N(SePPh,),] in CH,Cl,. In each of these Se P 
compounds the [N(SePPh,),]~ ligand ex- S 

hibits an Se,Se’-bonding chelation to the e 

metal center. Se 
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(2-mercaptoisobutyl)(picolyl)amine 


plexes with three different coordination i 
modes: tetrahedral ZnN,S, in (MBPA),Zn, 
octahedral ZnN,S, and tetrahedral ZnS, in ( 
[((MBPA),Zn,]X,, and trigonal bipyramidal 
ZnN,S,0 in dimeric (MBPA)Zn-acetate. 
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NMR study of cadmium(II)-triflate coordination 


The NMR chemical shift of aqueous cad- 
mium triflate solution is found to vary with 
concentration. The chemical shift/concentra- 
tion variation is analyzed to yield a value of 
4x 10~* for the overall formation constant 
of the bis complex (f,). The chemical shift of 
Cd(tf), is found to be —180 ppm from 
aqueous Cd?*. 


Cd(aq)* + 2tf * Cd(tf),(aq) 


tf = CF,SO,H 
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Probing the presence of hydrophobic sites in an- 


ionic polyelectrolytes with _ tris(polypyridine)- 
chromium(III) complexes 


40 


chromium(III) complexes in aqueous solu- 8. 


The emission properties of tris(polypyridine)- 


tions are dramatically modified in the pres- 


ence of anionic polyelectrolytes. The largest 6. 


effects were observed for tris(4,7-diphenyl- 
phenanthroline)chromium(III) bound to 


poly(methacrylic acid), where the emission 2. 


intensity was enhanced 25.66 times with re- 


spect to pure water. Potential use of these 0. 


complexes to detect hydrophobic sites is dis- 
cussed as a function of experimental parame- 
ters. 
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Bonding, metal atom motion, and evidence for a 


phase transition in Fe metallocenes with a cyclo-P, 
ligand 


The electron density and charge symmetry 
around the metal atom in n°-Cp*Fe-n°-P,, 
and the kinetics of the metal atom motion, 
have been studied over the range 85 < T< 
380 K by temperature-dependent *°’Fe 
MOssbauer spectroscopy, and the results 
have been compared to analogous iron 
metal-organic complexes. Evidence for a 
phase transition is presented. 
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Synthesis and characterization of a homologous 


series of mononuclear palladium complexes con- 
taining different cyclometalated ligands 


The synthesis, characterization and spectro- (CHa)sCh NOz  (CHasCHs 
scopic properties of the homologous series of 

mononuclear cyclometalated complexes [(Ia— NO2 

Va)Pd(L)] derived from HL [2-hydroxy-4- NH 

(n- hexyloxybenzylidene) - 4’ -n-hexylaniline] \n- 

and the deprotonated form of I-V (I =2- 

phenylpyridine; II = benzo[h]quinoline; TIT = CH,),CH, Pd(L)} (CH,),CH, 


azobenzene; IV = 2-benzoylpyridine; V = 
phenyl - 2 - pyridylketone - 2,4 - dinitrophenyl- 
hydrazone) are described. The molecular 
structures of [([Va)Pd(L)] and [(Va)Pd(L) 
have been determined by single-crystal X-ray 
analysis. Compounds [(IIla)Pd(L)] and 
[(Va)Pd(L)] show solvatochromism. 
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Main group metal halide complexes with sterically 
hindered thioureas 

Part XVII. The crystal and molecular structures of 
two new tellurium chloride complexes with 1,3- 
dimethyl-2(3 H)-imidazolethione 


Two new complexes of tellurium chloride 
with 1,3-dimethyl-2(3H)-imidazolethione 
(dmit) are reported. The new compounds 
were prepared out of boiling acetonitrile 
from a previously reported compound, 
TeCl,(dmit),. X-ray crystallographic studies 
as well as spectroscopic data reveal a new 
square planar Te(II) chloro complex and a 
new distorted octahedral Te(IV) chloro com- 
plex with dmit. 
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Lone pair activity in lead(II) compounds. X-ray 
structure of the dimeric complex [(trenMe,)Pb- 
(O,CCH,)],(BPh,),, trenMe, = N(CH,CH,N- 


(CHs)z)s 


The compound [(trenMe,)Pb(O,CCH,)],- 
(BPh,)., trenMe, = N(CH,CH,N(CH,),);, 
has been prepared and structurally character- 
ized. The complex cation displays a dimeric 
structure where each lead metal is linked by 
one trenMe, ligand and by three oxygens of 
two bridging acetate groups in a hepta-coor- 
dination. The angular distribution of the lig- 
ands around the metal as well as the values 
of the Pb-L distances, are indicative of the 
presence of a stereochemically active lone 
pair on Pb(II). 
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The molecular and crystal structure of te- 


traphenylphosphonium antimony(III) bis-dmit. A 
comparison with similar complexes 


The molecular and crystal structure of te- 
traphenylphosphonium antimony(III) bis- 
dmit (H,-dmit = 4,5-dimercapto-1,3-dithiole- 
2-thione) has been synthesized and struc- 
turally characterized. The coordination 
about Sb is almost undistorted pentagonal 
bipyramidal and is achieved through intraan- 
ionic and secondary interanionic bond inter- 
actions between Sb and thiocarbonyl sulfur 
atoms.The crystal structure is characterized 
by a linear polymeric association along c. 
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Novel homobinuclear lanthanide(III]) complexes 
with isonicotinoyl hydrazone: synthesis and 
coordination chemistry 


Two novel homobinuclear Ln(III) com- 
— with isonicotinoyl hydrazone (L) 
ave been synthesized and characterized. 
The two Ho(III) ions in I have different 
coordination environments with nine and 
ten coordination numbers, while in II, 
both Lu(III) ions are nine-coordinate. L 
acts as five-dentate ligand with keto-form 
coordination, and the Ln(III) ions are 
bridged by three phenolic oxygen atoms. 
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Transmetallation of nickel(II]) ions in a nickel(II) 
azamacrocyclic complex with gold(III) ions 


The Ni(II) macrocyclic complex [Ni(L)]}’ * 
reacts with HAuCl, in MeCN, and the 
Ni(II) ion in the macrocyclic complex is 
exchanged with the Au(III) ion. The ki- 
netic study on the transmetallation reac- 
tion shows that the rate is inhibited by 
acid and Cl~, which 1s explained in mech- 
anistic terms. 
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Replacement of imido by disulfido at the molybde- 
num(VI) centre: reactivity of bis(imido) complexes 
with hydrogen sulfide 
and Lawesson’s reagent: X-ray crystal structure of 


Reactions of [Mo(n?-S,CNEt,).(NR),] with 
hydrogen sulfide and Lawesson’s reagent re- 
sults in formation of imido—disulfido com- 
plexes [Mo(n?-S,CNEt,),(n?-S,)(NR)] as a 
result of imido—disulfido exchange and 
has been characterised crystallographically. 
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